Requests for reprints should be made to g.saunders@waikato.ac.nz Abstract: The crystal structure of 1-(4-bromo-2,3,5,6-tetrafluorophenyl)-3-benzylimidazolium bromide comprises columns of parallel bromotetrafluorophenyl rings with an interplanar distance of 6.936(6) Å separated by bromide anions.
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8 These observations are supported by theroretical calculations that indicate that interactions between anions and hexafluorobenzene are attractive. [9] [10] [11] For example, the energies of the optimised C6F6···X -interaction where the anion lies on the normal from the centroid were calculated (using the MP2 method and the 6-31++G** basis set with corrections for basis set superposition and zero-point errors) to be -76.1, -52.7 and -48.5 kJmol -1 for fluoride, chloride and bromide respectively; the anions poisitioned at 2.570, 3.148 and 3.201 Å respectively from the centroid. 10 Although some of these observed structural features have been described as anion--interactions because they do not involve neutral arenes. 12 Nonetheless, whatever the exact nature of the ArF···X -interaction it is evident that it has potential importance in crystal engineering. 6 Of particular relevance is the crystal structure of the protonated rings, and lie almost on the axis of the midpoints of the C(4)-C(5) bonds, such that the arrangement may be described as " 2 " (Fig 2) . 4 The shortest distance of the bromide anion to the plane of one ring is 3.402(5) Å. The Br···C(4) and Br···C(5) distances to this ring are The geometry about C1 and the short C1···Br distance (3.350(4) Å) suggests a degree of hydrogen bonding between the anion and the most acidic hydrogen atom of the imidazolium ring bonded to the more distant ring (Fig. 3) . 17 In addition to this interaction, and those with the faces of the two rings, the bromide anion also interacts with the covalently bonded bromine atom of a third cation. The Br···Br -distance of 3.2670(6) Å and the C-Br···Br -angle of
177.4(1)
• are consistent with halogen bonding between bromide and bromine. 18 The interaction of bromide with covalently bonded bromine in small organic molecules has been calculated to be attractive by between 1 and 29 kJmol -1 . 18 The interaction leads to the columns being arranged in pairs with the C-Br bonds of one column almost overlapping those of its partner in a head-to-tail manner (Fig 4) . The distances between adjacent covalently bonded bromine atoms are 3.7079(6) and 3.8753(7) Å.
That the crystal structure of 2 displays - stacking between aryl and polyfluoroaryl groups 13 and that of 3 doesn't may be because of two factors. Firstly, the combination of ArF···Br -and Br···Br -interactions expressed by 3 may be stronger than the Ar···ArF···Br 
